(19) 



J 



Europaisches Patentamt 
European Patent Office 
Office europeen des brevets 



(11) 



EP 1 256 550 A1 



(12) 



EUROPEAN PATENT APPLICATION 

published in accordance with Art. 158(3) EPC 



(43) Date of publication: 

13.11.2002 Bulletin 2002/46 

(21) Application number: 01902739.0 

(22) Date of filing: 02.02.2001 



(51) lntCl7: C01G 23/07 

(86) International application number: 
PCT/JP01/00743 

(87) International publication number: 

WO 01/056930 (09.08.2001 Gazette 2001/32) 



(84) Designated Contracting States: 

AT BE CH CY DE DK ES Fl FR GB GR IE IT LI LU 
MCNLPTSETR 
Designated Extension States: 
AL LT LV MK RO SI 

(30) ^Priority: 04.02.2000 JP 2000032829 

(71) Applicant: SHOWA DENKO K.K. 
Tokyo 105-8518 (JP) 



(72) Inventors: 

• TANAKA, Jun 

Toyama-shI Toyama 931-8577 (JP) 

• TOMIKAWA, Shinlchiro 
ShIoJIrl-shI Nagano 399-6461 (JP) 

(74) Representative: Strehl SchQbel-Hopf & Partner 
Maximillanstrasse 54 
80538 MQnchen (DE) 



(54) ULTRAFINE MIXED-CRYSTAL OXIDE PARTICLES, PROCESS FOR PRODUCING THE SAME, 
AND USE 



(57) A process for producing an uttrafine mixed- 
crystal oxide chiaracterized ^^roduclng an ultrafine 
mixed crystal oxide comprising primary particles In a 
mixed crystal state and having a BET specific surface 
area of 1 0 to 200 m^/g, comprising the step of subjecting 
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Description 
TECHNICAL RELD 



. P^«^^"! '"mention relates to an ultrafine mlxed^o'stal oxide obtained by a vapor phase method and the 

iil^i^Lf indT'''' "'"""'^ '^^'^'^ « ^'"^^"'y «" «f"°rides, bromides, and odid^of 

t.lan.um. silicon, and aluminum with an arbitrary composition ratio, the production process and the use thereof 



10 BACKGROUND ART 



Sfr^nl 1 ."^ ^PP"°««°" °f "«rar.ne oxides have been expanding considerably in recent years 

s^Ze rll^lr tf'" "r"' ^''^"^'"^'y ^ uftraviolet-shleldlng agent, an SKr a 

SoleTshlS^^^^^^^^ for cosmetics anracts spLai attention d e to tic 

Ultraviolet shielding effect of ultrafine titanium oxide, and, in light of the photocataiytic properties of the ultrafine titanium 

aX^uSJ^^^ advantages of ultrafine titanium oxide In temis of safety, processabillty, functional 

s^rwrap^iTiier^^^^^ 

f°tel^e^«HT/J21^h '"^^ ^' «^«»'P««"' "'travlolet light, are noteworthy 

uLI^ In comhfnLn ^ Tf "'""'"^ «~ P^^^-^ abov;-mentionedro 

m«8rmtheair.sotl>al«iey«ro*lo Heampm ofgaiUcinaterMsliilliealr 



BaCOj + TiOj ^ BaTiOg + CO 
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ba^m titela^Tll o^S?^^^^^^ """'""^ characteristics to fom, a solid solution, theneby producing 

oanum Dtanate. The particle size of the barium titanate Is detemilned by the crvstalline si^f. nf thA nn in tL 

SSn^dZnT ^ '"^^"^ condenser With a hlgh^lele^TcSSr. *Tls 

[0007] However, the growth of titanium oxide particles with a particle size of 0 1 urn or less Is strikino «t th» nh„„» 

SJSc •'^ °" example of a method for producing fine particles of a composite containing titanium oxide a production 

o^TnZ l^r^ halogenated silicon and gaseous halogenated titanium to read wtth oxidizing gas containing aS 
SrL n«? °' "^'^ ^i^^"^^ ^"-^P^ P^'*"' ^PP''=««°" 50-115190). According ?o this meihod tJe 

always deposited on the surface of the composite particles 2f v«»«"b 

S^umZT'TT ^^"^P''" '''°'«> ^f"^* « O'^We tftanium oxide. 

u^Q ch^oSil i^?HT^-,^"„''* """""""" "y^'^'y^'^ « temperature of 1 000 to 3000oC 

using chlondes as raw materials. The flame hydrolysis produces a mixed oxide of Al^O, and no^, or a mixed oxide o 
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SIO2 and T1O2. Similarly, Japanese Patent No. 2533067 {European Patent No. 585544) discloses manufacture of a 
mixed oxide of aluminum oxide and silicon oxide by flame hydrolysis. 

[00101 As previously mentioned, the production process for a metal oxide by a vaporphase method, orthe production 
process for a metal oxide or mixed metal oxide by flame hydrolysis is conventionally Icnown;. However, the growing 
5 mechanism of the product particles that is, in general, seriously influenced by the reaction temperature, the gas flow 
velocity, the cooling rate, or the like, has not been sufficiently clarified. 

DISCLOSURE OF THE INVENTION 

10 [001 11 In light of the applications of the previously mentioned uitrafine metal oxides, objects of the present Invention 
are to provide a convenient production process for a surface-modified uitrafine mixed-crystal oxide, and to provide the 
uitrafine mixed-crystal oxide obtained by the process. 

[0012] The Inventors of the present invention have conducted an intensive Investigation in view of the prior art. As 
a result, the above-mentioned problems were solved by producing an uitrafine mixed-crystal oxide comprising primary 

15 particles in a mixed crystal state and having a BET specific surface area of 10 to 200 m2/g in such a manner that a 
mixed gas (hereinafter referred to as "a mixed halogenated metal gas") comprising at least two compounds selected 
from the group consisting of chlorides, bromides, and Iodides of titanium, silicon (In the present invention, silicon ele- 
ment is grouped together with a metal element), and aluminum and an oxidizing gas are Independently preheated to 
SOO'^C or more prior to a reaction. 

20 [001 3] Namely, the present invention provides: 

(I) a process for producing an uitrafine mixed-crystal oxide characterized by producing an uitrafine mixed-crystal 
oxide comprising primary particles in a mixed crystal state and having a BET specific surface area of 10 to 200 
m2/g, comprising the step of subjecting a halogenated metal to high temperature oxidation with an oxidizing gas 

25 to produce a metal oxide by a vapor phase production method, wherein the halogenated metal Is in the form of a 

mixed gas (a mixed halogenated metal gas) comprising at least two compounds having a metal element different 
from each other which are selected from the group consisting of chlorides, bromides, and Iodides of titanium, 
silicon, and aluminum, and the mixed halogenated metal gas and the oxidizing gas are independently preheated 
to 500°C or more prior to a reaction; 

30 (2) the production process of the uitrafine mixed-crystal oxide according to the aforementioned Item (1), wherein 

the mixed halogenated metal gas is prepared by independently vaporizing at least two compounds having a metal 
^velement different from each other which are selected from the group consisting of chlorides, bromides, and Iodides 
of titanium, silicon, and aluminum, and mixing the compounds In a gaseous state; 

(3) the production process of the uitrafine mixed-crystal oxide according to the aforementioned item (1) or (2), 
35 wherein the group consisting of chlorides, bromides, and iodides of titanium, silicon, and aluminum consists of 

•nCU. TICI3. TICI4. TIBra. TlBr4. SiCU. SlsClg. SigCle, SiaCho. SijClia. SiioClia, SiBr4, SiaBrg, SlgBra, Si4Brio, Sil4. 
Slale, SICI2I2. SICII3. SiBral, SIHIa. SICI3I. SIHaBr, SiHaBrz. SiMBrg. SiClaBr, SiClaBrj. SICIBra. AICI3. AlBrj. and AII3; 

(4) the production process of the uitrafine mixed-crystal oxide according to the aforementioned item (1), wherein 
the mixed halogenated metal gas and the oxidizing gas which are independently preheated to 500°C or more are 

40 separately supplied to a reaction tube at a flow velocity of 1 0 nn/sec or more to carry out the reaction; 

(5) the production process of the uitrafine mixed-crystal oxide according to the aforementioned item (1), wherein 
the reaction Is carried out with the mixed halogenated metal gas and the oxidizing gas by retaining in the reaction 
tube for 1 second or less under the condition that the temperature in the reaction tube exceeds 6C0*»C; 

(6) the production process of the uitrafine mixed-crystal oxide according to the aforementioned item (1), wherein 
45 the gases In the reaction tube have an average flow velocity of 5 m/sec or more; 

(7) the production process of the uitrafine mixed-crystal oxide according to the aforementioned Item (1), wherein 
the preheated mixed halogenated metal gas and the preheated oxidizing gas cause turbulent flow when supplied 
to the reaction tube; 

(8) the production process of the uitrafine mixed-crystal oxide according to the aforementioned item (1) or (4), 
50 wherein the mixed halogenated metal gas and the oxidizing gas are supplied to the reaction tube through a coaxial 

parallel flow nozzle which has an intemal tube with an Inner diameter of 50 mm or less; 

(9) the production process of the uitrafine mixed-crystal oxide according to the aforementioned item (1), wherein 
a concentration of a halogenated metal in the aforementioned mixed halogenated metal gas Is in a range of 10 to 
100% by volume; 

55 (10) the production process of the uitrafine mixed-crystal oxide according to the aforementioned item (1) or (4). 

wherein the aforementioned mixed halogenated metal gas and oxidizing gas are preheated to BOO^'C or more; 

(II) an uitrafine mixed-crystal oxide produced by the process according to any one of the aforementioned items 
(1)to (10): 
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(12) the ultrafine mixed-crystal oxide as described In the aforementioned item (11), wherein the oxide has a BET 
oSn-sniwrbond ° *° ^ ^""^ ''°'"P^es primary particles with a mixed crystal having a titanium- 

(13) the ultrafine mixed-ciystal oxide as described in the aforementioned item (11), wherein the oxide has a BET 
oJJen JiuminurS'bond '' ° ^ ' """^"^^ ^'^^'^ ^'^"^ « '"V^^ having a titanium- 

(14) the ultrafine mlxed^rystal oxide as described in the aforementioned item (12) or (13). wherein the oxide has 
a BET specific surface area decreasing ratio of 1 0% or less after heating at 800»C for one hour 

(15) the ultraflne mixed-ciystal oxide as described in the aforementioned Item (1 2) or (1 3). wherein the oxide has 
a change in absorbancs of about 5 (/hr) or less when measured In a manner that the oxide is dispersed at a 
^<^«T ° *" ^ °' ^ "^^'"^ Sunset Yellow is dissolved at a concentration of 
0.02/., thereby preparing a dispersion, and the dispersion is irradiated with a BLB lan^ (ultiavioiet Itaht) with an 
intensity of 1 .65 mW/cm^ to obtain the change in absorbance (AOD) at 490 nm; 

(16) the ultrafine mixed-crystal oxide as described In the aforementioned item (11), wherein the oxide has a BET 
specific surface area of 1 0 to 200 nfi/g. and comprises primary particles with a mixed crystal having an aluminum- 
oxygen-siilcon bond; 

(17) the ultrafine mixed-crystal oxide as described in the aforementioned Item (1 2), (13) or (1 6) wherein the oxide 
hM an A/B ratio is 0.001 or less when A is the content (%) of chlorine, and B is the BET specific surface area (mS/g)- 

(18) an ultrafine mixed-crystal oxide composition characterized by comprising the ultrafine mbced-ciystal oxides 
^ described in any one of the aforementioned Items (11) to (17); 

(19) an aqueous slurry characterized by comprising the ultrafine mixed-cii«tal oxide described in any one of the 
aforementioned Items (1 1 ) to (1 7); y «> ««» ui me 

(20) an organic polymer composition characterized by comprising the ultrafine mixed-crystal oxide described In 
any one of the aforementioned items (11) to (17); 
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(21) the organic polymer composition as described in the aforementioned item (20), wherein an organic polymer 
in the organic polymer composition is at least one kind of organic polymer selected from the group consisting of 
a synthetic thermoplastic resin, a synthetic themiosetting resin, and a natural resin; 

(22) the organic polymer composition as described In the aforementioned item (20), wherein a concentration of 
the ultrafine mixed-ciystai oxide In the organic polymer composition is in a range of 0.C1 to 80 mass % of total 
mass of the composition; 

(23) a paint comprising the organic polymer composition described in the aforementioned Item (20)- 

(24) a compound comprising the organic polymer composition described In the aforenientloned itern (20)- 

(25) a master batch for a molded material selected from the group consisting of fiber, fiim. or molded plastic using 
the organic polymer composition described in the aforementioned item (20) containing the ultrafine mlxed^rystal 

" oxide in a high concentration; 

(26) a molded body obtained by molding the organic polymer composition described In the aforementioned item 

(27) the molded body as described in the aforementioned Item (26), wherein the molded body Is a fiber, a film, and 
a molded plastic; and 
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43 



(28) a structural body comprising a stmctural material and the ultrafine mixed-crystal oxide described in any one 
of the aforementioned items (11) to (1 7) on a surface of the structural material. 



BRIEF DESCRIPTION OF THE DRAWING 
[0014] 



FIG 1 is a schematic diagram of one example of a reaction tube with a coaxial parallel flow nozzle, which tube Is 
preferably used in the present invention. 

so DETAILED DESCRIPTION OF THE INVENTION 

[0015] The present Invention will now be explained In detail. 

[0016] The present invention relates to a process for producing an ultrafine mixed-crystal oxide characterized by 
producing an ultrafine mixed-crystal oxide comprising primary particles in a mixed crystal state and having a BET 
specific surface area of 10 to 200 m'/g. comprising the step of subjecUng a halogenated metal to high temperature 
oxidation with an oxidizing gas to produce a metal oxide by a vapor phase production method, wherein the halogenated 
metal is n the torn of a mixed halogenated metal gas comprising at least two compounds having a metal element 
different from each other which are selected from the group consisting of chlorides, bromides, and Iodides of titanium 
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silicon, and aluminum, and the mixed halogenated metal gas and the oxidizing gas are independently preheated to 
600'C or more prior to a reaction. 

[0017] In the above-mentioned production process of the ultrafine mixed-crystal oxide, it is preferable that the mixed 
halogenated metal gas comprises at least two compounds having a metal element different from each other w^hlch are 
5 selected from the group consisting of chlorides, bromides, and iodides of titanium, silicon, and aluminum. When the 
mixed halogenated metal gas is supplied to a reaction tube, it is preferable that the halogenated metals be independ- 
ently vaporized Into a gaseous state, followed by mixing In the gaseous state. As the oxidizing gas, oxygen, water 
vapor, or a mixed gas comprising oxygen and water vapor is used. 

[00181 "^16 chlorides, bromides, and Iodides of titanium, silicon, and aluminum for use in the present invention are 
10 notJImited. Any halogenated metal that can at least produce the corresponding halogenated metal gas when preheated 
to 500"*C or more is usable. For example, T1CI2, TtCIa, T1CI4, T\Br^, T\Qr^, S\C\^, SijCle, SigCle, SigCl^o* SisCl^j* Sii 0CI12. 
SIBr4. SijBre, SigBra. Si4Brio. Si^. Slale. SiClalj. SICII3. SIBrgl, SIHIg. SiClal. SiHaBr. SiHaBr^, SIKBrg. SiClaBr. SICIaBrj, 
SiCIBrg, AICI3. AlBrg, and AII3 can be given as examples. Of these examples. TiCU, TiBr4. SiCl4, and AICI3 are partic- 
ularly preferable. 

IS [0019] In the present invention, the above-mentioned mixed halogenated metal gas and the oxidizing gas are required 
to be independently preheated to 500*C or more, preferably BOCC or more before the reaction. When the preheating 
temperatures of the mixed halogenated metal gas and the oxidizing gas are lower than 500*»C. uniform nucleation Is 
decreased, and the reactivity Is reduced. Therefore, it is difficult to produce ultrafine particles, and the residual content 
of chlorine is Increased after dechlorination. 

20 [0020] In the present invention, it is desirable that the mixed halogenated metal gas and the oxidizing gas be sepa- 
rately supplied to a reaction tube at a flow velocity of 1 0 m/sec or more, more preferably 30 m/sec or more. In addition, 
It Is preferable to carry out the reaction of these gases In such a manner that the gases are retained In the reaction 
tube under the condition of high temperatures of 600*C or more to have a reaction time (which will also be hereinafter 
refen-ed to as "high-temperature residence time") of 1 second or less. 

25 [0021] The Inventors of the present invention have intensively studied the growing mechanism of particles in the 
vapor phase method. As a result, an oxide can be favorably obtained in the form of ultrafine particles by controlling 
both growing stages of the chemical vapor deposition (CVD) growing mechanism and the particle growing mechanism 
due to coalescence of particles by collision and sintering which are factors having an effect on the particle growth, to 
be curtailed. In other words, with respect to the fomierfactorfor growth, the growth of an oxide can be controlled when 

30 the chemical reactivity (reaction rate) Is enhanced by elevating the preheating temperature. Concerning the latter factor 
for particle growth, the growth caused by sintering or the like can be inhibited when the high-temperature residence 
time Is minimized by rapid cooling and diluting after completion of the CVD. Under such production conditions, an 
ultrafine mixed-crystal oxide with a BET specific surface area of 10 to 200 m^g, preferably 10 to 100 m?/g, can be 
obtained. 

35 [0022] It Is preferable that the flow velocities of the mixed halogenated metal gas and the oxidizing gas be 1 0 m/sec 
or more when the gases are introduced into the reaction tube. This is because the mixing of gases can be promoted 
by increasing the flow velocities. When the gases have temperatures of SOO^C or more on entering the reaction tube, 
the reaction is completed simultaneously with the mixing step, so that unlfomi nucleation is promoted. In addition, it Is 
possible to curtail the CVD«govemed particle growing zone. 

40 [0023] In the present Invention , it is preferable that the material gas be introduced Into the reaction tube in a condition 
that the gases introduced there are thoroughly mixed. As long as the gases are sufficiently mixed, the fluid state of 
gas In the reaction tube Is not partlculariy limited. For example, a fluid state capable of causing turiDUlent flow is pref- 
erable. There may exist a spiral flow. 

[0024] In the present invention, once the gases are supplied to the reaction tube, the larger the flow velocities of the 
45 gases In the reaction tube the better in order to perfectly mix the gases. In particular, it is preferable that the average 
flow velocity be 5 m/sec or more. When the flow velocity of each gas in the reaction tube is 5 m/sec or more, the gases 
can be thoroughly mixed in the reaction tube. 

[0025] As a nozzle for introducing the material gas into the reaction tube, nozzles that can provide a coaxial parallel 
flow, oblique flow, or cross flow are employed, but not limited thereto. In general, the coaxial parallel flow nozzle is 

50 preferably employed from the viewpoint of design because the structure thereof is simpler although the coaxial parallel 
flow nozzle Is Inferior to other nozzles that can provide oblique flow or cross flow In tenms of mixing performance. For 
example, when the coaxial parallel flow nozzle Is employed, a chloride-containing-gas is introduced Into the Internal 
tube, and the oxidizing gas is introduced into the external tube. In this case, it is preferable that the internal tube have 
a diameter of 50 mm or less, and more preferably 50 mm to 1 0 mm. from the viewpoint of mixing of gases. 

55 [0026] The reaction In the reaction tube is an exothemiic reaction, and the reaction temperature is higher than the 
sintering temperature for the resulting ultrafine titanium oxide. Although heat Is lost by radiation from the reaction 
vessel, sintering of the resulting ultrafine particles proceeds to promote particle growth unless the reaction product is 
rapidly cooled after the reaction. In the present invention, it is preferable to set the high-temperature residence time 
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at eoox or more in the reaction tube to 1 second or less, followed by rapid cooling. 

[0027] To rapidly cool the particles after the reaction, there are the methods of introducing large quantities of cooling 
air or nitrogen gas or the like Into the reaction mixture after the reaction, and of spraying water thereto. 
(0028] FIG. 1 Is a schematic diagram of a reaction tube provided with a coaxial parallel flow nozzle used for the 
production of the ultrafine mixed-crystal oxide according to the present Invention. A mixed halogenated metal gas is 
preheated to a predetermined temperature in a preheater 2. and Introduced into a reaction tube 3 through an Internal 
tube of a coaxial parallel flow nozzle 1 . An oxidizing gas Is preheated to a predetermined temperature In a preheater 
2. and introduced into the reaction tube 3 through an external tube of the coaxial parallel flow nozzle 1. The gases 
Introduced Into the reaction tube are mixed to carry out the reaction. After that, the mixed gases are rapidly cooled 
with a cooling gas, and sent to a bag filter 4 to collect the ultrafine mixed^Jrystal oxide particles 
[0029] The material gas may be made of 100% by volume of the above-mentioned mixed halogenated metal gas 
Alternatively, the mixed halogenated metal gas may be diluted with an inert gas to have a concentration of 10 vol % 
or more and less than 1 00%. preferably a concentration of 20 vol.% or more and less than 1 00 vol .%. When the material 
gas compnses the mixed halogenated metal gas at a concentration (a total concentration of halogenated metal gas) 
of 1 0 vol.% or more, uniform nucleation can be increased and the reactivity is enhanced. As the above-mentioned inert 
gas. any inert gas that is not reactive with the mixed halogenated metal and Is not oxidized may be selected More 
specifically, nitrogen and argon are preferable diluent gases. 

[0030] The ultrafine mixed-crystal oxide obtained by the production process according to the present Invention will 
now be explained. 

[0031] The ultrafine mixed-crystal oxide of the present invention has a BET specific surface area of 1 0 to 200 m2/g 
In the case where at least a compound containing titanium and a compound containing silicon are used for the mixed 
halogenated metal gas serving as the raw material in the production process of the present Invention, there can be 
obtained an ultrafine mixed-crystal oxide comprising primary particles In a mixed crystal state with a tltanlunvoxygen- 
silicon bond. The above-mentioned ultrafine mixed-crystal oxide has an average primary particle diameter of 0 008 to 
0.1 nm, preferably 0,015 to 0.1 \im. 

[0032] The BET specific surface area decreasing ratio obtained after heating was evaluated as an indication of the 
resistance to sintering properties of the ultrafine mixed-crystal oxide (the measuring method is described later) As a 
result, the ultrafine mixed-crystal oxide comprising the above-mentioned titan ium-oxygen-silicon bond has the char- 
actenstlc that the BET specific surface area decreasing ratio Is 1 0% or less after the oxide Is heated at 800*C for one 
hour. 

[0033] With respect to the ultrafine mbced-crystal oxide of the present Invention, when at least a compound containing 
titanium and a compound containing aluminum are used for the mixed halogenated metal gas serving as the raw 
material, an ultrafine mixed-crystal oxide comprising primary particles in a mixed crystal state with a titanium-oxygen- 
aluminum bond can be obtained. In this case, the ultrafine mIxedKjrystal oxide comprising the above-mentioned tita- 
nium-oxygen-aluminum bond has the characteristic that the BET specific surface area decreasing ratio Is 10% or less 
after the oxide Is heated at SOO^C for one hour. 

[0034] Further, with respect to the ultrafine mixed-crystal oxide of the present Invention, when at least a compound 
containing aluminum and a compound containing silicon are used for the mixed halogenated metal gas serving as the 
raw material, an ultrafine mixed-crystal oxide comprising primary particles In a mixed crystal state with an aluminum- 
oxygen-silicon bond can be obtained. In this case, the ultrafine mixed-crystal oxide comprising the above-mentioned 
aluminum-oxygen-sllicon bond has the characteristic that the BET specific surface area decreasing ratio is 1 0% or less 
after the oxide is heated at 800«»C for one hour. 

[0035] As an indication of photo-activity of the ultrafine mixed-crystal oxide according to the present invention the 
ultrafine mixedK:rystal oxide (for example, comprising primary particles in a mixed-KJrystal state with the titanlum-oxy- 
gen-slllcon bond, titanium-oxygen-aluminum bond, or silicon-oxygen-alumlnum bond) were characterized with regard 
to the decreasing rate of dye absorbance under ultraviolet light Inradlation. As a result, the ultrafine mixed-crystal oxide 
of the present Invention is characterized by a change in absorbance of 5 (/hr) or less when measured in such a manner 
that Sunset Yellow (dye) Is dissolved at a concentration of 0.02% and the oxide is dispersed at a concentration of 
0.067% in a soh^ent of a 98% glycerin, and the resultant dispersion is irradiated with a BLB lamp (ultraviolet light lamp) 
with an Intensity of 1 .65 mW/cm^ to obtain the change in absorbance (AOD) at 490 nm. 

[0036] In addition, it is surprisingly confinned that the content of chlorine remaining in the oxide obtained after a 
dechlonnation step is extremely low when silicon oxide coexists in the oxide, as compared with the case virhere the 
oxide comprises no silicon oxide. 

[0037] According to the present invention, in the ultrafine mixed-crystal oxide in a mixed-crystal state having any of 
the above-mentioned bonds. It Is preferable that the A/B ratio be 0.001 or less when A is the content (%) of chlorine 
and B is the BET specific surface area (n^/g). 

[0038] The ultrafine mixed-crystal oxide obtained by the production process of the present invention may have a 
core/shell structure, which Is preferably made of a crystalline compounded structure comprising different metal oxides. 
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For instance, there are observed a TiOa-rich phase in the core, and a SiOj-rich phase in the shell in a titanium-silicon 
based ultrafine mixed-crystal oxide comprising the primaiv particle in a mixed-crystal state having a titanium-oxygen- 

r00391 ^ Tl!e ultrafine mixed-crystal oxide of the present invention can be used as a pigment, a dielectric raw material 
5 or an additive in cosmetics and clothing, and as an ultraviolet shielding agent and an abrasive In a vanety of compo- 
sitions such as silicone mbber and paper. A titanium-containing silicon or aluminum based mtxed-crystal oxide can be 
used as a photocatalytic powder with a controlled photocatalytic effect This Is because such an oxide can reduce or 
magnify the photocatalytic properties peculiar to titanium oxide. . u 

[0040] The aqueous slurry of the present Invention means aqueous dispersant comprising the ultrafine mixed-crystai 
10 oxide No particular limitation is imposed on an amount of the ultrafine mixedn^rystai oxide contained in the slurry. For 
example, the amount Is preferable to be in a range of 0.01 to 50 mass %, more preferably 1 to 40 mass %. When the 
amount of the ultrafine mixed-crystal oxide contained in the slurry is less than 0.01 mass %. sufficient properties of the 
ultrafine mixed-crystal oxide can not be obtained. On the other hand when the amount of the ultrafine mixed^rystal 
oxide contained In the slurry is more than 60 mass %, it results in arising problems of increasing viscosity and eco- 

15 nomicai disadvantage. * * a * * i 

[00411 To this aqueous dispersant (siuny), artDltraiy amount of binder Is added to produce a coating agent. A structural 
body containing the ultrafine mixed-crystal oxide on its surface Is produced by painting the coating agent on a surface 
of various structural materials described later, in the present invention, no particular limitation Is imposed on the binder 
material, both organic and Inorganic binder can be preferably used. Specific examples of the organic binder Include 

20 poly{vinyl alcohol), melamine resin, urethane resin, celluloid, chitln. starch sheet, polyacrylamlde. and acrylamide. 
Examples of the inorganic binder include zirconium compound such as zirconium oxychloride, zirconium hydroxychlo- 
ride zirconium nitrate, zirconium sulfate, zlrcomlum acetate, zirconium ammonium cart^onate, zirconium propionate; 
silicon compound such as silane alkoxide. silicate; and metal alkoxide such as aluminum alkoxide, titanium alkoxide. 
[0042] The amount of the binder added In the coating agent, for example, is preferably in a range of 0.01 to 20 mass 

25 o/o more preferably 1 to 1 0 mass %. When the binder content Is less than 0.01 mass %. sufficient adhesive property 
after coating treatment can not be obtained. When the binder content Is more than 20 mass %, it results In ansing 
problems of increasing viscosity and economical disadvantage. 

[0043] The ultrafine mixed-crystal oxide of the present invention can be added in a organic polymer to produce a 
composition for use. The organic bolymer to be used includes a synthetic thennoplastic resin , a synthetic thennosetting 

30 resin and a natural resin etc.. Speclfte examples of the organic polymer Include polyolefin such as polyethylene, poly- 
propylene, and polystyrene: po'-^mlde such as nylon 6. nylon 66. and aramid; polyester such as polyethylene tereph- 
thalate and unsaturated polye.iten polyvinylchloride. polyvlnylldene chloride, polyethylene oxide, polyethylene glycol, 
silicon resin, poly(vinyl alcohol), vinyl acetal resin, polyacetate, ABS resin, epoxy resin, vinyl acetate resin, cellulose 
and cellulose derivatives such as rayon, urethane resin, polyurethane resin, polycarbonate resin, urea resin, fluororesln. 

35 poly(vlnylidene fluoride), phenol resin, ceilulloid. chitln, starch sheet, acryl resin, melamine resin, alkyd resin. 

[0044] The organic polymer composition containing the ultrafine mixed-crystal oxide of the present invention can be 
used as a paint(coating composition), a compound, and a mastertjatch. A concentration of the ultrafine mlxed<rystal 
oxide in the organic polymer composition based on a total mass of the composition is preferably 0.01 to 80 mass %, 
more preferably 1 to 50 mass %. 

40 [0045] In the present Invention, a molded body can be obtained by molding the above described polymer composition. 
The molded composition include fiber, film, and molded plastic. 

[0046] Further, the organic polymer composition of the present invention having superior durability can be used as 
a coating composition for a structural material such as a wall material, a glass, a signboard, and a concrete for con- 
struction of the road. When the coating composition Is applied to structural materials(organic material) such as paper. 
45 plastics, fabric, and wood; or to vehicles, it can be free of deterioration or defect of the coating. 

BEST MODE FOR CARRYING OUT THE INVENTION 

[0047] The present Invention will now be explained In more detail with reference to the following examples, but the 
so present invention Is not particularly limited by these examples. 

<Evaluation of resistance to sintering properties> 

[0048] The BET specific surface area decreasing ratio after heating the oxide was determined as an indication of 
55 the resistance to sintering properties of the ultrafine mixed-crystal oxide according to the present invention. 

[0049] 1 g of a raw material powder was placed in an aluminum cmcible and heated at 800»C for one hour In a 
siliconft furnace. After the powder was cooled to room temperature, the BET specific surface area was measured. 
When the BET specific surface area of the raw material powder is represented by B1 (m^/g) and the BET specific 



7 



EP 1 256 550 A1 

surface area after heating is represented by B2 (m^/g). the BET specific surface area decreasing ratio is defined in 
accordance with the following formula: 



5 BET specific surface 

area decreasing ratio = {1 -{B2^B1 )} x 1 00 (%) 

[0050] The smaller the BET specific surface area decreasing ratio, the superior the resistance to the sintering proo- 
10 erties to be evaluated. »k k 

<Evaluation of photo-activity> 



15 



20 



25 



30 



35 



40 



45 



[0051] To evaluate the photo-activity of the ultraflne mixed-crystal oxide according to the present Invention the dye 
absorbance decreasing rate by ultraviolet inradlatlon was employed as an Indication. 

[0052] In a 98% glycerin serving as a solvent, Sunset Yellow (azo dye) was dlssoh^ed at a concentration of 0 02% 
and the oxide was dispersed at a concentration of 0.067%. The resultant dispersion was placed in a quartz glass cell 
and irradiated with a BLB lamp (ultraviolet lamp) with an intensity of 1.65 mW/cm2. The absorbance at 490 nm wa^ 
measured at regular intervals, and the decreasing rate. AOD. (unit: per hour) was obtained. As the value of AOD 
becomes smaller, the photo-activity is considered to be more restrained. 

<Evaluation of mixed-crystal state> 

[0053] To Identify the mixed-crystal state In the present invention, X-ray photoelectron spectrometry (XPS) Is em- 
ployed. The details are referred to In A.Yu.Stai<heev et ai, J.Phys. Chem.. 97(21), 5668-5672 (1993). 

Example 1: 

[0054] 9.4 Nm3/hour ("N" means standard conditions, and the same meaning applies correspondingly to the follow- 
u. ^^"^^ tetrachloride with a concentration of 100 vol.%. and 2.4 Nm^/hour of gaseous silicon tetra- 

chloride witttaconcentration of 100 vol.% were mixed to prepare a material gas. and preheated to lOOO'-C. A mixed 
gas of 8 Nm3/hour of oxygen and 20 Nm3/hour of water vapor was preheated to 1 000°C. Both the material gas and 
the mixed gas were introduced into a reaction tube at respective flow velocities of 49 m/sec and 60 m/sec using a 
coaxial parallel flow nozzle. For the reaction, a reaction tube such as shown in FIG. 1 was employed, which'reactton 
tut^e was provided with a coaxial parallel flow nozzle having an internal tube with a diameter of 20 mm The mixed 
halogenated metal containing gas was introduced through the internal tube. 

[0055] The Inner diameter of the reaction tube was 100 mm, and the counted value of the flow velocity In the tube 
at the reaction temperature of 1 ,300»C was 10 m/feec. Cooling air was introduced Into the reaction tube afterthe reaction 
so that the high-temperature residence time In the reaction tube was 0.3 sec or less. Thereafter, the produced ultraflne 
particles were collected using a Teflon bag filter. The ultrafine particles were then heated at SOO^C for one hour under 
atmosphenc conditions using an oven, thereby performing a dechlorination process. 

[0056] With respect to the obtained ultrafine mixed-crystal oxide, the BET specific surface area was 88 rt^/g the 

averagetrue specific gravitywas3.7g/cc. the average primary particle diameterwasO.018^^^ 

of chlorine was 0.01%. The titanium -oxygen-silicon bond was apparently confinned by the XPS. 

[0057] In addition, the photo-activity (hereinafter referred to as "AOD") was 0.1/hr. the BET specific surface area 

decreasing ratio after completion of the heating at BOO'C for one hour (hereinafter referred to as "AB") was 2% and 

the ratio of the chlorine content to the BET specific surface area (hereinafter referred to as "Am") was 0.0001 . 

Example 2: 

[0058] 8.3 Nm3^our of gaseous titanium tetrachloride. 2.4 Nm3/hour of gaseous aluminum trichloride, and 6 Nm3/ 
hour of nitrogen were mixed to prepare a material gas. and preheated to QOO-C. A mixed gas of 8 Nm3/hour of oxygen 
and 20 Nnf^3^our of water vapor was preheated to 1000«C. Both the material gas and the mixed gas were introduced 
into a reaction tube at respective flow velocities of 63 m/sec and 60 m/sec. using a coaxial parallel flow nozzle For 
the reaction, a reaction tube such as shown in FIG. 1 was employed, which reaction tube was provided with a coaxial 
parallel flow nozzle having an internal tube with a diameter of 20 mm. The gas containing mixed halogenated metal 
was introduced through the internal tube. 

[0059] The Inner diameter of the reaction tube was 1 00 mm. and the counted value of the flow velocity in the tube 
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atthe reactiontemperature of 1 .200°C was 1 0 m/sec. Cooling air was introduced into the reaction tube afterthe reaction 
so that the high-temperature residence time In the reaction tube was 0.3 sec or less. Thereafter, the produced ultraf ine 
particles were collected using a Teflon bag filter. The ultraflne particles were then heated at SOO^C for one hour under 
atmospheric conditions using an oven, thereby performing a dechlorination process. 

[0060] With respect to the obtained ultrafine mixed-crystal oxide, the BET specific surface area was 48 m2/g. the 
average true specific gravity was 3.9 g/cc. the average primary particle diameter was 0.032 ^m. and the residual content 
of chlorine was 0.1%. The titanium-oxygen-aluminum bond was apparently confinmed by the XPS. 
[0061 1 In addition, the value of AOD was 1 .2mr, the value of AB was 5%. and the A/B ratio was 0.002. 



10 Example 3: 

[0062] 1 .2 Nm3/hour of gaseous silicon tetrachloride, 8.3 Nm^/hour of gaseous aluminum trichloride, and 1 0 Nm^/ 
hour of nitrogen were mixed to prepare a material gas, and preheated to 1 .000«»C. A mixed gas of 8 Nm^/hour of oxygen 
and 20 Nm3/hour of water vapor was preheated to 1000»C. Both the material gas and the mixed gas were introduced 
15 into a reaction tube at respective flow velocities of 80 m/sec and 60 m/sec, using a coaxial parallel flow nozzle. For 
the reaction, a reaction tube such as shown in FIG. 1 was employed, which reaction tube was provided with a coaxial 
parallel flow nozzle having an internal tube with a diameter of 20 mm. The gas containing mixed halogenated metal 
was introduced through the internal tube. 

[0063] The inner diameter of the reaction tube was 1 00 mm, and the counted value of the flow velocity in the tube 
20 at the reaction temperature of 1 .200«C was 1 1 m/sec. Cooling air was introduced into the reaction tube after the reaction 
so that the high-temperature residence time in the reaction tube was 0.3 sec or less. Thereafter, the produced ultraflne 
particles were collected using a Teflon bag filter The ultrafine particles were then heated at 500*>C for one hour under 
atmospheric conditions using an oven, thereby perfomnlng a dechlorination process. 

[0064] With respect to the obtained ultrafine mixed-crystal oxide, the BET specific surface area was 120 m2/g, the 
25 average true specific gravity was 3.5 g/cc, the average primary particle diameter was 0.014 jun. and the residual content 
of chlorine was 0.004%. The silicon-oxygen-aluminum bond was apparently confimned by the XPS. 
[0065] In addition, the value of AB was 2%, and the A/B ratio was 0.00003. 

Comparative Example 1 : 

30 . :r: 

[0066] 1 0 7 Nm3/hour of gaseous titanium tetrachloride and 1 2 Nm^/hour of nitrogen were mixed to prepare a matenal 
gas and preheated to 900«»C. A mixed gas of 8 Nm^/hour of oxygen and 20 Nm3/hour of water vapor was preheated 
to 1000'C. Both the material gas and the mixed gas were introduced into a reaction tube at respective fiow velocities 
of 86 m/sec and 60 m/sec. using a coaxial parallel flow nozzle. For the reaction, a reaction tube such as shown in FIG. 

35 1 was employed, which reaction tube was provided with a coaxial parallel flow nozzle having an internal tube with a 
diameter of 20 mm. The gas containing the halogenated metal was Introduced through the internal tube. 
[0067] The inner diameter of the reaction tube was 1 00 mm, and the counted value of the flow velocity in the tube 
at the reaction temperature of 1 ,200*'C was 1 2 m/sec. Cooling air was introduced into the reaction tube afterthe reaction 
so that the high-temperature residence time in the reaction tube was 0.3 sec or less. Thereafter, the produced ultrafine 

40 particles were collected using a Teflon bag filter. The ultrafine particles were then heated at 600«C for one hour under 
atmospheric conditions using an oven, thereby perfonning a dechlorination process. 

[0068] With respect to the obtained ultraflne oxide, the BET specific surface area was 51 m2/g, the average true 
specific gravity was 4.0 g/cc, the average primary particle diameter was 0.029 jim. and the residual content of chlorine 
was 0.4%. 

45 [0069] In addition, the value of AOD was 21/hr. the value of AB was 62%, and the A/B ratio was 0.007. This product 
is found to have higher photo-activity, and to be more easily sintered when compared with the products produced In 
Examples 1 and 2. In addition, there remains much amount of chlorine. 



50 



Comparative Example 2: 



[0070] 8.3 Nm3/hour of gaseous aluminum trichloride and 20 Nm^/hour of nitrogen were mixed to prepare a material 
gas, and preheated to 1 ,000«C. A mixed gas of 8 Nm^/hour of oxygen and 20 Nm^/hour of water vapor was preheated 
to 1 .000»C. Both the material gas and the mixed gas were Introduced into a reaction tube at respective flow velocities 
of 1*07 m/sec and 60 m/sec, using a coaxial parallel flow nozzle. For the reaction, a reaction tube such as shown in 
55 FIG. 1 was employed, which reaction tube was provided with a coaxial parallel flow nozzle having an Intemal tube with 
a diameter of 20 mm. The gas containing the halogenated metal was introduced through the internal tube. 
[0071] The Inner diameter of the reaction tube was 100 mm. and the counted value of the flow velocity In the tube 
at the reaction temperature of 1 ,200'»C was 1 2 m/sec. Cooling air was introduced into the reaction tube after the reaction 
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so that the high-temperature residence time in the reaction tube was 0.3 sec or less. Thereafter, the produced ultrafine 
particles were collected using a Teflon bag filler. The ultrafine particles were then heated at SOO'^C for one hour under 
atmosphenc conditions using an oven, thereby performing a dechlorination process. 

[0072] With respect to the obtained ultrafine oxide, the BET specific surface area was 1 1 5 m2/g, the average true 
specific gravity was 3.7 g/cc, the average primary particle diameter was 0.01 4 urn. and the residual content of chlorine 
was 0.5 /o. In addition, the value of AB was 7%, and the A/B ratio was 0.004. 

[0073] This product is found to be more easily sintered and there remains more amount of chlorine when compared 
with the product produced in Example 3. 



Example 4: 



[0074] Water is added to the ultrafine mixed-crystal oxide having a titanium-oxygen-silicon bond obtained in example 
1 , to produce a slurry containing 0.5 mass % of the oxide on the solid powder basis. To the slurry, an aqueous dispersed 
urethane resin (VONDIC1040NS, produced by DAINIPPON INK AND CHEMICALS, INCOPOORATED ) Is added to 
produce a coating agent containing urethane resin by 70 mass % on the solid powder basis and photo-functional 
powder. 

[0075] The obtained coating agent Is painted on one side of polyethylene terephthalate(PET) film (1 00 fim Lumllar 
T, produced by Toray Industries, Inc) by an applicator(25 ^m). And the resulting film is dried at SO^C for two hours to 
produce a polyethylene terephthalate film including the ultrafine mixed-crystal oxide. 

[0076] A percent transmission of the obtained polyethylene terephthalate film is measured by spectrometeriUV- 
2400PC. produced by Shimazu Co., Ltd) to be 1 % (360 nm) and 89 % (550 nm). 

[0077] A light resistance test Is conducted to the above described polyethylene terephthalate film by applying a light 
of 76 mW/cm2 using fademeter (SUNSET CPS+. produced by Heraeus), and coloring of the film after 100 hours Is 
investigated. No coloring Is observed. 



Example 5: 



[0078] 20 mass parts of the ultrafine mixed-crystal oxide having a titanium-oxygen-silicon bond obtained in example 
1, 2 mass parts of zinc stearate (zinc stearate S, produced by NOP CORPORATION), 78 mass parts of low density 
polyethylene (LDPE) (JAPAN POLYOLEFINS CO.. Ltd.) is melt-kneaded at 1 60»C (reslcc.: , time is about 3 minutes) 
using biaxial extruder (PCM type 30, produced by Ikegai tekkou Co.. Ltd,), and foamed to pellet, to produce 20 kg of 
a cylinder shaped compound of low density polyethylene having a diameter of 2 - 3 mm0 a length of 3 - 5 mm, and 
a weight of 0.01 - 0.02 g, containing 20 % of the ultrafine mixed-crystal oxide. 

[0079] 1 kg of the obtained compound of low density polyethylene containing the ultrafine mixed-crystal oxide and 
39 kg of tow density polyethylene (LDPE) (JAPAN POLYOLEFINS CO.. Ltd.) are mixed using V-type blender(RKI^ 
produced by IKEMOTO SCIENTIFIC TECHNOLOGY CO., LTD) for 1 0 minutes to produce a mixed pellet. 
[0080] The obtained mixed pellet Is molded using inflation film molding machine equipped with 40 mm ^ of extruder 
(YEI-S40-40L, produced by YOSHIITEKKOU CO.. LTD) to produce 40 |im of inflation film. Transmission and light 
resistance tests are conducted to the obtained film In the same procedure as In example 4. The results obtained are 
shown In Table 1 below. 



Comparative Example 3: 



[0081] A purchased ultrafine titanium dioxide (ST-01 . produced by ISHIHARA INDUSTRIES CO., LTD.) Is treated 
and tested in the same procedure as In example 4. The results obtained are shown In Table 1 below. 



Comparative Example 4: 



[0082] A purchased ultrafine titanium dioxide (ST-01 . produced by ISHIHARA INDUSTRIES CO., LTD.) Is treated 
and tested In the same procedure as In example 4. The results obtained are shown in Table 1 below. 
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INDUSTRIAL APPLICABILITY 



[0083] As previously explained in detail, according to the present invention, there can be provided an ultrafine mixed- 
cT^stal oxide comprising theprimary particles in a mixed-crystal state, the oxide being in the foim of ultrafine particles 
with excellent dispersion properties, and having a BET specific surface area of 10 to 200 m2/g This is because the 
gas containing a mixture of halogenated metals and the oxidizing gas are independently preheated to SOO-C or more 
prior to the reaction In the vapor phase method for producing an ultrafine mixed^rystal oxide by subjecting the mbcture 
Of halogenated metals to high temperature oxidation using the oxidizing gas. 

Further, for example, the ultrafine mixed-crystal oxide of the present invention can moderate or control the photoactlvity 
and the sintenng properties thereof. The residual amount of chlorine can be drastically decreased The step of disin- 
tegrating of the particles becomes unnecessary, or can be perfomied using extremely simple facilities if the step is 
necessary. The ultrafine mixed-crystal oxide can be produced very conveniently. The process for producing an ultrafine 
mixed-crystal oxide of the present Invention is useful for various industrial applications 



Claims 
1. 



A process for producing an ultrafine mixed-crystal oxide characterized by producing an ultrafine mixed crystal 
oxide compnsing primary particles in a mixed crystal state and having a BET specific surface area of 10 to 200 
m /g, compnsing the step of subjecting a halogenated metal to high temperature oxidation with an oxidizing gas 
to produce a metal oxide by a vapor phase production method, vtrherein the halogenated metal is In the fom of a 
mixed gas (a mixed halogenated metal gas) comprising at least two compounds having a metal element different 
from each other which are selected from the group consisting of chlorides, bromides, and Iodides of titanium 
f c«!^^ aluminum, and the mixed halogenated metal gas and the oxidizing gas are independentV preheated 
to SOCC or more prior to a reaction. 

. -me production process of the ultrafine mixed-crystal oxide according to claim 1 . wherein the mixed halogenated 
metel gas Is prepared by independently vaporizing at least two compounds having a metal element different from 
each other which are selected from the group consisting of chlorides, bromides, and iodides of titanium, silicon, 
and aluminum, and mixing the compounds in a gaseous state. 

■me production process of the ultrafine mlxed^rystal oxide according to claim 1 or 2. wherein the group consisting 
ol? ofl®; °f ttanium. silicon, and aluminum consists of TIC U. TiCU. VCL. TiBr, -nBr^ 

IS*" IS'f*<fL'°>' Ii^^IJ- iS^' ^'^^^o- ^'3^^8' S'^S^io- S"4. Sljle. SiCtlj, SiCII, SiBrat 

SiHl3.SiGl3l.SiH3Br.SiH2Br2,SiHBr3,SICl3Br.SiCljBr2,SICIBr3.AICl3.AIBr3.andAllj 

TTie production process of the ultrafine mixed-crystal oxide according to claim 1 , wherein the mixed halogenated 
metalgas and the oxidizing gas which are independently preheated to 500°C or more are separately supplied to 
a reac^on tube at a flow velocity of 1 0 m/sec or more to carry out a reaction. 

The production process of the ultrafine mixed-crystal oxide according to claim 1 . wherein the reaction is carried 
out With the mixed halogenated metal gas and the oxidizing gas by retaining In the reaction tube for 1 second or 
less under the condition that the temperature in the reaction tube exceeds 600»C. 

The production process of the ultrafine mixed-crystal oxide according to claim 1 . wherein the gases In the reaction 
tube have an average flow velocity of 5 m/sec or more. 

The production process of the ultrafine mixed-crystal oxide according to daim 1. wherein the preheated mixed 
halogenated metal gas and the preheated oxidizing gas cause turbulent flow when supplied to the reaction tube. 

8. -me production process of the ultrafine mixed-ciystal oxide according to claim 1 or 4. wherein the mixed halogen- 
ated metal gas and the oxidizing gas are supplied to the reaction tube through a coaxial parallel flow nozzle which 
has an mtemal tube with an inner diameter of SO mm or less. 

9. The production process of the ultrafine mixednirystal oxide according to claim 1, wherein a concentration of a 
halogenated metal in the mixed halogenated metal gas is in a range of 10 to 100% by volume. 

10. The production process of the ultrafine mixedHsrystal oxide according to claim 1 or 4. wherein the mixed halogen- 
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ated metal gas and the oxidizing gas are preheated to 800°C or more. 

11 . An ultrafine mixed-crystal oxide produced by the process according to any one of claims 1 to 10. 

12. The uilfaflne mixed^stal oxide as claimed In daim 11. wherein the oxide has a BET specific surface area of 10 
to 200 m»/g, and comprises primary particles with a mixed crystal having a titanium-oxygen-silicon bond. 

13. The ultrafine mixed-crystal oxide as claimed in claim 1 1 . wherein the oxide has a BET specific surface area of 10 
. to 200 m2/g. and comprises primary particles with a mixed crystal having a titanium-oxygen-aluminum bond. 

14. The ultrafine mixed-crystal oxide as claimed in claim 12 or 13. wherein the oxide has a BET specific surface area 
• decreasing ratio of 10% or less after heated at 800»C for one hour. 

15 The ultrafine mixed-crystal oxide as claimed in claim 1 2 or 1 3, wherein the oxide has a change in absorbance of 
15 5 m or less when measured in a manner that the oxide is dispersed at a concentration of 0.067% in a solvent 

of a 98% glycerin in which Sunset Yellow is dissolved at a concentration of 0.02%. thereby preparing a dispersion, 
and the dispersion Is irradiated with a BLB lannp (ultraviolet light) with an Intensity of 1 .65 mW/bmS to obtain the 
change In absorbance (AOD) at 490 nm. 

20 16 The ultrafine mixed-ciystal oxide as claimed in daim 11 . wherein the oxide has a BET specific surface area of 1 0 
to 200 m2/g, and comprises primary particles with a mixed crystal having an aluminum-oxygen-sillcon bond. 

17. The ultrafine mixed-crystal oxide as claimed in claim 1 2. 1 3 or 1 6. wherein the oxide has an fiJB ratio of 0.001 or 
less when A is the content (%) of chlorine, and B Is the BET specific surface area (m?/g). 

18. An ultrafine mlxed-crystei oxide composition characterized by confiprising the ultrafine mixed^srystai oxide de- 
scribed in any one of claims 11 to 17. 

19. An aqueous siuny eharaeterized by comprising the ultrafine mixed-crystal oxide descrteed in any one of dalms 

30 11 to 17. 

20;. An organic polymer composttion characterized by comprising the ultrafine mixed-crystal oxide described In any 
oneofdaimsll to17. 

35 21. The organic polymer composition as claimed in daim 20. wherein an organic polymer In the organic polymer 
composition Is at least one kind of organic polyn»r selected from the group consisting of a synthetic thennoplastic 
resin, a synthetic thermosetting resin, and a natural resin. 

22 The organic polymer composition as daimed in claim 20. wherein a concentration of the ultrafine mixed-crystal 
40 oxide in the organic polymer composition is in a range of 0.01 to 80 mass % of total mass of the composition. 

23. A paint comprising the organic polymer composition described In daim 20. 

24. A compound comprising the organic polymer composition described in daim 20. 

25 A master batch for a molded body selected from the group consisting of fiber, film, or molded plastic, comprising 
the organic polymer composition described In daim 20 containing the ultrafine mixed-crystal oxide In a high con- 
centration. 

50 26. A molded body obtained by molding the organic polymer composition described In claim 20. 

27. The molded body as claimed in claim 26. wherein the molded body is a fiber, a film, and a molded plastic. 

28. A structural body comprising a structural material and the uttrafine mlxed<iystal oxide described in any one of 
55 claims 1 1 to 1 7 on a surface of the structural material. 
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Amended claims under Art. 19.1 PCT 

miii^fl^fi"' A process for producing an ultrafine mixed^rystal oxide characterized by producing an ultrafine 
T^, ZT «'"'P''slng primary particles In a mixed crystal state and having a BCT specific 30^06 a ea 
o idt no r '^^'"^ '''' ^""^-^'"9 ^ '^^'^S-^'-*^ to .empeTatuTe Srwith an 

TJZ^l T, halogenated metal gas) comprising at least two compounds having ameta" 

eement different from each other which are selected from the group consisting of chlorides bromides andtoSs 
of titanium, silicon, and aluminum, and the mixed halogenated metal gas and the oxidizing grarr^uDoliS S 
a reason tube at a flow velocity of 10 m/sec or more to react after e^h is independent pleated to ^^^^^ 

L^rn«Tl"™ '!f V*"^ "!!'^""* mixed-crystal oxide according to claim 1 . wherein the mixed halogenated 
n wM^h \ '"f Pf ^«"tiy vaporizing at least two compounds having a metal element different frorn 
each other which are selected from the group consisting of chlorides, bromides, and Iodides of titanium sHteon 
and aluminum, and mixing the compounds in a gaseous state. "lanium. silicon. 

o chlorides, bromides, and iodides of titanium. Silicon, and aluminum consists of nci, "nci, TlCi. ^Br TTBr 
SIHI,. SiCljl. SIHjBr. SiHaBra, SIHBrj. SICIaBr. SiClaBra, SiCIBra. AICI3. AlBr,. and All, 
4. (CANCELLED) 

I'J'^T^^LT!^ "Vlf "'trafinemlxed-crystal oxide according to claim 1. wherein the reaction is carried 
lel^ir th? Hif ^ ^"'^ ^^tainlng in the reaction tube for 1 second or 

less under the condition that the temperature in the reaction tube exceeds 600°C. 

tube have an average flow velocity of 5 m/sec or more. «'<»."wri 

l'JI^n^11Z?"^^^f.!!^ mlxed-cystal oxide according to claim 1 . wherein the preheated mixed 

halogenated metal gas and the preheated oxidizing gas cause turtiulent flow when supplied to the reaction tube. 

!I;!iII^Ii«!f!!!r!^ producuon process of the ultmfine mixed-crystal oxide according to claim 1 . wherein the mixed 
whtenL?iTntll?tu'h^^^^^^ 

wnicn nas an Internal tube with an Inner diameter of SO mm or less. 

laSeJaTed metarinT" °' '"'xed^^rystal oxide according to claim 1 . wherein a concentration of a 

halogenated metal in the mixed halogenated metal gas Is in a range of 1 0 to 1 00% by volume. 

mbtiJ?S^2e?I^«^«?i^^^ "'"^""^ mixed^rystal oxide according to claim 1. wherein the 

mixed halogenated metal gas and the oxidizing gas are preheated to 800°C or more. 

1 1 . An ultrafine mixed-crystal oxide produced by the process according to any one of claims 1 to 1 0. 

10 to 200 m2/g. and compnses primary particles with a mixed crystal having a titanium-oxygen-silicon bond. 

10 to 200 m2/g. and comprises pnmary particles with a mixed crystal having a tftanium-oxygen-alumlnum bond. 

14. The ultrafine mixed-crystal oxide as claimed In daim 12 or 13. wherein the oxide has a BET specific surface 
area decreasing ratio of 1 0% or less after heated at BOO'C for one hour. 

if^^rttTi? rn"^''"^''"' the oxide has a change in absorbance 

2! S2 • « "ia""er that the oxide is dispersed at a concentration of 0.067% in a solvent 

of a 98% glycenn m wh^h Sunset Yellow is dissolved at a concentration of 0.02%. thereby preparing a dispersion 
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and the disperaion is irradiated with a BLB lamp (ultraviolet light) with an Intensity of 1 .65 mW/cm^ to obtain the 
change in absorbance (AOD) at 490 nm. 

16. The ultrafine mixed-crystal oxide as claimed in claim 1 1 . wherein the oxide has a BET specific surface area of 
10 to 200 m2/g, and comprises primary particles with a mixed crystal having an atuminum-oxygen-sllicon bond. 

17. The ultrafine mixed-crystal oxide as claimed In claim 12. 13 or 1 6. wherein the oxide has an A/B ratio of 0.001 
or less when A Is the content (%) of chlorine, and B is the BET specific surface area (nt^/g). 

18. An ultrafine mixed-crystal oxide composition characterized by comprising the ultrafine mixed-crystal oxide 
described in any one of claims 11 to 17. 

1 9. An aqueous slurry characterized by comprising the ultrafine mixed-crystal oxide described in any one of claims 



•'•11 to 17 



20. An organic polymer composition characterized by comprising the ultrafine mixed-crystal oxide described in 
any one of claims 11 to 17. 

21 The organic polymer composition as claimed in claim 20, wherein an organic polymer in the organic polymer 
composition is at least one Icind of organic polymer selected from the group consisting of a synthetic thermoplastic 
resin, a synthetic thermosetting resin, and a natural resin. 

22 The organic polymer composition as claimed in claim 20. wherein a concentration of the ultrafine mixed-crystal 
oxide in the organic polymer composition Is In a range of 0.01 to 80 mass % of total mass of the composition. 

23. A paint comprising the organic polymer composition described In claim 20. 

24. A compound comprising '.ne organic polymer composition described in dalm 20. 

30 25 A master batch for a molded body selected from the group consisting of fiber, film, or molded plastic, comprising 

the organic polymer comp« Jlzn described In claim 20 containing the ultrafine mixed-crystal oxide In a high con- 
centration. 

26. A molded body obtained by molding the organic polymer composition described in claim 20. 

27. The molded body as claimed in claim 26. wherein the molded body is a fiber, a film, and a molded plastic. 

28. A structural body comprising a structural material and the ultrafine mixed-crystal oxide described In any one 
of claims 11 to 17 on a surface of the structural material. 

29. (ADDED) A process for producing an ultrafine mixed-crystal oxide characterized by producing an ultrafine 
mixed crystal oxide comprising primary particles in a mixed crystal state and having a BET specific surface area 
of 10 to 200 m2/g, comprising the step of subjecting a halogenated metal to high temperature oxidation with an 
oxidizing gas to produce a metal oxide by a vapor phase production method, wherein the halogenated metal is m 

45 the form of a mixed gas (a mixed halogenated metal gas) comprising one or more compounds selected from the 

group consisting of chlorides, bromides and iodides of silicon and one or more compounds selected from the group 
consisting of chlorides, bromides and iodides of titanium' and aluminum, and the mixed halogenated metal gas 
and the oxidizing gas are Independently preheated to 500*'C or more prior to reaction. 

50 30. (ADDED) The production process of the ultrafine mixed-crystal oxide as claimed in claim 29, wherein the mixed 
halogenated metal gas is prepared by independently vaporizing one or more compounds selected from the group 
consisting of chlorides, bromides and iodides of sificon and one or more compounds selected from the group 
consisting of chlorides, bromides and iodides of titanium and aluminum, and mixing the compounds in a gaseous 
state. 

31. (ADDED) The production process of the ultrafine mixed-crystal oxide as claimed in claim 29 or 30, wherein 
the group consisting of chlorides, bromides and iodides of titanium, silicon, and aluminum consists of TiClg. TiClg, 
T1CI4. TiBrg. "nBr4. SiCl^. SlaClg. Si^a^, Sl^C^o^ SisCl^a. SiioCli2. SIBr4. SigBrs. SiaBrg, Slfir^o* Sil4. SiClglg. 
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SiCll3, SIBral. SIHI3, SiClal. SiHaBr, SIHaBrg, SiNBrg, SiClaBr. SiClgBra. SICIBrs. AICI3. AlBrg. and AII3. 

32. (ADDED) The production process of the ultrafine mixed-crystal oxide as claimed in claim 29, wherein the 
reaction Is candled out with the mixed halogenated metal gas and the oxidizing gas by retaining in the reaction tube 
for 1 second or less under the condition that the temperature In the reaction tube exceeds 600»C. 

33. (ADDED) The production process of the ultrafine mixed-crystal oxide as claimed in claim 29. wherein the gases 
In the reaction tube have an average flow velocity of 6 m/sec or more. 

34. (ADDED) The production process of the ultrafine mixed-crystal oxide as claimed in claim 29 wherein the 
preheated mixed halogenated metal gas and the preheated oxidizing gas cause turbulent flow when supplied to 
the reaction tube. 



35 (ADDED) The production process of the ultrafine mixed-ciystal oxide as claimed In claim 29. wherein the mixed 
halogenated metal gas and the oxidizing gas are supplied to the reaction tube through a coaxial parallel flow nozzle 
which has an Internal tube with an inner diameter of 50 mm or less. 

36. (ADDED) The production process of the ultrafine mlxed^rystal oxide as claimed in claim 29, wherein a con- 
centration of a halogenated metal in the mixed halogenated metal gas Is In a range of 10 to 100% by volume. 

37. (ADDED) The production process of the ultrafine mixed-crystal oxide as claimed in claim 29, wherein the mbced 
halogenated metal gas and the oxidizing gas are preheated to 800"C or more. 
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FIG.l 



titanium tetrachloride 
(and dOuent nitrogen) 

silicon tetrachioiide 
(and diluent nitrogen) 

aluminfum trichiorfde 
(and dihient nitrogen) 
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